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H and 101 MHz for 13 C. Chemical shifts ( ) are reported in ppm and referenced indirectly to TMS via the solvent (or residual solvent) signals. Lowresolution mass spectra were recorded on a GC-MS instrument equipped with a CPSil 8 CB capillary column (30 m x 0.25 mm, 0.25 m) operating at an ionization energy of 70 eV. The oven temperature (GC) was 70-300 °C. All starting materials, reagents and solvents are commercially available and were used as received. Products 2a, [1] 2b, [2] 2f, [1] 2g, [3] 2i, [4] 2j, [5] 2k [6] and 3a [7] have been previously reported and characterized. Styrenyl product 2e is to the best of our knowledge a new compound. Products 2c-d, 2h and 4a-f are commercially available.
Electrospray Mass Spectrometry (ESI-MS) Experiments
An API III+ triple-quadrupole mass spectrometer equipped with an articulated IonSpray interface was used in this study. The reaction mixture was typically diluted 10 times with methanol after 12 hours at room temperature or 30 min at 40-60 °C, stirring in an open vessel and introduced by continuous infusion with the aid of a syringe pump at a flow-rate of 5 µL/min through a fused silica capillary (50 µm inner diameter and 184 µm outer diameter). The fused silica capillary was centered in a stainless steel capillary counter assembly, which also served as the ESI high voltage contact. The nebulizer gas flow was set to 0.5 L/min. The flow rate of dry nitrogen counter-current curtain gas (heated to 60 °C) was 1.2 L/min over the sampling orifice. The mass spectrometric parameters were as follows: ion spray voltage (ISV) 3500 V, interface plate voltage (IN) 650 V, orifice lens voltage (OR) 50 V, and AC entrance rod (R0) 30 V. Mass spectral data was typically recorded by scanning the 100-800 u region with a dwell time of 1-2 ms and a step size of 0.1 u in multi channel acquisition mode (MCA summation of 10-20 scans). Mass scale calibration was performed using a polypropylene glycol solution (PPG). During the MS-MS experiments the collision energy was set to 20 eV. The collision gas was argon with 99.9999% purity. The collision gas thickness was 2·10 15 molecules·cm -2 .
General procedure for oxidative Heck reactions using n-butyl acrylate A 5 mL microwave transparent vial was charged with Pd(TFA) 2 (6.6 mg, 0.02 mmol), dppp (12.4 mg, 0.03 mmol) and 3 mL MeOH and stirred for 10 min. Then, n-butyl acrylate (128 mg, 1.0 mmol), aryltrifluoroborate 1 or aryl-MIDA boronate 5 (1.5 mmol) and p-BQ (108 mg, 1.0 mmol) were added to the vial which was thereafter capped and exposed to microwave heating for 20-40 min at 120 °C. The reaction mixture was S-3 thereafter cooled to room temperature and extracted three times (dichloromethane:0.1 M NaOH (aq.)). The organic layers were combined and concentrated. The crude product was thereafter purified by column chromatography (silica gel) using isohexane:EtOAc (9:1) as eluent to give the isolated products. Temperature and pressure profiles for the reaction presented in Table 1 , entry 4 is presented below.
General procedure for oxidative Heck reactions using n-butyl acrylate in an open flask
A 50 mL round bottomed flask was equipped with an air condenser (150 mm) and charged with Pd(TFA) 2 (6.6 mg, 0.02 mmol), dppp (12.4 mg, 0.03 mmol), n-butyl acrylate (128 mg, 1.0 mmol), ArBF 3 K (1) (1.5 mmol) and 20 mL MeOH. Then the mixture was stirred in an oil-bath at 65 °C for 18 h. The reaction mixture was thereafter concentrated to approx. 3 mL and extracted three times (dichloromethane:0.1 M NaOH (aq)). The organic layers were combined and concentrated. The crude product was thereafter purified by column chromatography (silica gel) using iso-hexane:EtOAc (9:1) as eluent to give the isolated products.
General procedure for oxidative Heck reactions using n-butyl vinyl ether
A 5 mL microwave transparent vial was charged with Pd(TFA) 2 (6.6 mg, 0.02 mmol), dppp (12.4 mg, 0.03 mmol) and 3 mL acetone:MeOH (2:1) and stirred for 10 min. Then, n-butyl vinyl ether (100 mg, 1.0 mmol), aryltrifluoroborate 1 or aryl-MIDA boronate 5 (1.5 mmol) and p-BQ (108 mg, 1.0 mmol) were added to the vial which was thereafter capped and exposed to microwave heating for 20 min at 120 °C. The reaction mixture was then allowed to reach room temperature and 2 mL HCl (1M, aq.) was added. The mixture was stirred for 1-2 h at rt followed by three extractions (dichloromethane:NaOH (0.1M, aq) 30:30 mL). The organic layers were combined and concentrated. The crude product was thereafter purified by silica column chromatography (iso-hexane/EtOAc 9:1) to provide the desired product. Following the general procedure for oxidative Heck reactions using n-butyl acrylate provided the product as a colorless oil in the yield stated in 
H NMR,

C NMR and GC-MS spectra of compounds 2a-d, f-k (E)-butyl-3-(4-methoxyphenyl)acrylate (2a)
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